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(54) Method for making lithographic printing plate 



(57) The present invention provides a method for 
making a lithographic printing plate, which comprises 
imagewise exposing a presensitized plate having a pho- 
topolymerizable layer on a substrate having a hy- 
drophilic surface by scanning the plate with laser light 
having a wavelength of 450 nm or shorter, developing 
the exposed plate with a developer and further exposing 



the whole surface of the developed plate to light having 
a wavelength of 450 nm or shorter. The method provides 
a lithographic printing plate by which a fog of reflection 
that is easily occun'ed in an inner drum-type exposing 
device during a direct process can be reduced to provide 
a dear Image as welt as a high printing durability. 
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Description 

BACKGROUND OF THE INVENTION 

5 [0001] The present invention relates to a method for making a lithographic printing plate comprising a scanning 
exposure of a presensitized plate having a photopolymerizable layer on a substrate having a hydrophiiic surface thereon 
to laser light. 

[0002] As a plate useful for making such a lithographic printing plate, there has widely been used a PS plate, which 
comprises a hydrophiiic surface provided thereon with a lipophilic light-sensitive resin layer. The plate-making process 
10 for such a lithographic plate cunently comprises exposing a PS plate to light rays through images such as an image- 
carrying lithfilm and then removing the non-image area through dissolution thereof with a developer to thus give a 
desired printing plate. 

[0003] There has widely been used digitizing techniques in which image information is electronically processed, 
accumulated and output using a computer and a variety of new image-outputting techniques have been practically 

IS used in response to the development of such digitizing techniques. As the result, the computfer-to-plate technique 
which comprises the steps of incorporation of digitized image infomiation into highly coherent radiant rays such as 
laser beams and scanning-exposure of a PS plate to the radiant rays to thus directly prepare a printing plate without 
using any lithfilm. is desired. For this reason, recently it becomes an important technical subject to obtain a PS plate 
that can be suitably used for this purpose. 

20 [0004] For the preparation of a presensitized plate which can be exposed with scanning laser beam, a PS plate 
having as an Ink receptive photosensitive resin layer (hereinafter, referred to as photosensitive layer) made of a pho- 
topolymerizable composition which shows an excellent exposing speed, on a hydrophiiic substrate has been proposed 
and been commercially available. The photopolymerizable composition basically consists of an ethylenically unsatu- 
rated compound, a photopolymerization initiation system (it is also called as photoinitiatton system), and a binder resin. 

25 The photoinitiatlon system absorbs light to generate active radicals to cause addition polymerization of ethylenically 
unsaturated compound. Thus, the photosensitive layer becomes insolubilized to form an image. With regard to the 
conventional CTP system utilizing a photopolymerization composition comprising such a photoinitiatlon system and a 
light source of visible light source with a long wavelength such as Ar laser (488 nm) and FD-YAG laser (532 nm), it is 
desired to be written in a higher speed so that the productivity in a process to make a printing plate becomes high. 

30 However, the purpose has not been achieved since the output of the light source is not sufficient and the sensitivity of 
the PS plate is not sufficiently high. 

[0005] Recently, a semiconductor laser that can continuously oscillate in the range between 350 nm and 450 nm, e. 
g.. laser of InGaN type, is in the practical stage. The scanning exposure system using the light source having such a 
short wavelength has a merit of constructing an economical system with sufficient output since the semiconductor laser 

35 can be made at a low cost. In addition, the system has an advantage that it can be worked under a safelight having a 
higher lightness than the conventional system using FD-YAG and Ar laser since the PS plate has a short exposure 
range. In addition, it is still strongly desired in the imaging field to obtain a photoinitiation system having a high sensitivity. 
[0006] The Japanese Un-examined Patent Publication (hereunder referred to as "J.P. KOKAI") No. 2001-100412 
discloses a photosensitive composition which has a photoinitiation system that is highly sensitive to the light having a 

40 wavelength of from 350 to450 nm. 

[0007] However, such a high sensitive printing plate sometimes occurs a light-fog due to the reflected light (flare 
light), especially when the exposure of the plate is conducted with a laser-exposing device having an inner drum system. 
For example, if one side of a negative-working PS plate Is imagewise-exposed to a light through a solid image, a fog 
due to a bad developabillty is caused when the opposite side is a non-image area. When the opposite side (140 to 

45 220"" to the light source) is a dot area, the dot becomes widen. As the result, it Is difficult to reproduce the small image 
or highlight portion. 

SUMMARY OF THE INVENTION 

50 [0008] The purpose of the present invention is to provide a method for making a lithographic printing plate which 
prevents fogging that is caused by a reflection of a light to give a clear image when the plate is imagewise-exposed to 
short wavelength laser using an inner drunvtype laser exposing device 

[0009] The inventors of the present invention found that the method for making a lithographic printing plate, which 
comprises imagewise exposing a presensitized plate having a photopolymerizable layer on a substrate having a hy- 
55 drophilic surface by scanning the plate with laser light having a wavelength of 450 nm or shorter, developing the exposed 
plate with a developer and further exposing the whole surface of the developed plate to light having a wavelength of 
450 nm or shorter, provides a lithographic printing plate which prevents a fog of reflection that is easily occunred in an 
inner drum-type exposing device during a direct process to provide a dear image as well as a high printing durability. 
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BEST MODE FOR CARRYING OUT THE INVENTION 

[0010] Hereinafter, embodiments of the present invention are described. The present invention provides a method 
for making a lithographic printing plate, which comprises imagewise exposing a presensitized plate having a photopo- 
5 lymerizable layer on a substrate having a hydrophilic surface by scanning the plate with laser light having a wavelength 
of 450 nm or shorter, developing the exposed plate with a developer and further exposing the whole surface of the 
developed plate to light having a wavelength of 450 nm or shorter. 

(Laser beam having a wavelength of 450 nm or shorter for scanning exposure) 

10 

[0011] In the method of the present invention, the laser beam to be used should have wavelength of 450 nm or 
shorter. Examples of such laser beams are described below. 

[0012] Examples of gas laser include Ar ion laser (364nm. 351 nm, 10mW to 1 W), Kr ion laser (356 nm, 351 nm, 10 
mW to 1 W), and He-Cd laser (441 nm, 325 nm, 1 mW to 100 mW). Examples of solid laser include a combination of 
15 Nd:YAG(YV04) and SHG crystal X 2 times (355 nm, 5 mW to 1 W). and a combination of CriUSAF and SHG crystal 
(430 nm, 10 mW), 

[0013] Examples of semiconductor laser include a KNbOs ring resonator (430 nm, 30m W), a combination of a 
waveguide-type wavelength conversion element and and AlGaAs or InGaAs semiconductor laser (380 nm to 450 nm, 
5 mW to 100 mW), a combination of a waveguide-type wavelength conversion element and and AIGalnP or AlGaAs 

20 semiconductor laser (300 nm to 350 nm, 5 mW to 100 mW), AlGaInN (350 nm to 450 nm, 5 mW to 30 mW). and 
examples of pulse laser include N2 laser (337 nm, pulse; 0.1 to 10 mJ) and XeF (351 nm, pulse; 10 to 250 mJ). 
[0014] Among the lasers, AIGaInN semiconductor laser (commercially available InGaN-type semiconductor laser, 
400 to 410 nm, and 5 to 30 mW) is preferable from the viewpoint of its wavelength property and cost. 
[001 51 The amount of light to be exposed during imagewise-exposure of the plate rs preferably selected so that the 

25 light provides no flaring and gives a high resolution, depending on the components of the photopolymerizable compo- 
sition to be used and other conditions. Usually, suitable amount of the light for imagewise-exposure ranges 0.01 mJ/ 
cm2 to 1 mJ/cm2, and preferably from 0.02 mJ/cm^ to 0.5 mJ/cm^. 

[0016] Exposing device for lithographic printing plate using a scanning exposing system includes an exposing ap- 
paratus of inner drum type, outer dmm type or flat bed type. A preferred example of light source for the device includes 
30 a light source that can continuously oscillate. The following exposing device is particular preferred in view of the sen- 
sitivity of the PS plate and the process time. 

- Inner drum type exposing device with single beam to triple beams wherein at least one light source of gas laser 
or solid laser is used so that the total output of the semiconductor laser becomes 20 mW or higher 

35 ~ Flat bed type exposing device with multiple beams (1 to 10) wherein at least one light source of a semiconductor 
laser, gas laser or solid laser so that the total output of the laser becomes 20 mW or higher 

- Outer drum type exposing device with multiple beams (1 to 9) wherein at least one light source of a semiconductor 
laser, gas laser or solid laser so that the total output of the laser becomes 20 mW or higher 

- Outer drum type exposing device with multiple beams (10 or more) wherein at least one light source of a semi- 
40 conductor laser or solid laser so that the total output of the laser becomes 20 mW or higher 

[0017] The following relationship (eq 1 ) can be observed between the sensitivity of the PS plate (X J/cm^), exposed 
area of the PS plate (S cm^). a power of one laser light source (q W), the number of lasers (n) and the total exposing 
time (t s) in the lithographic printing plate that can be directly exposed to laser. 

45 

XS=nq-t (eql) 

i) The following relationship (eq 2) can be observed between the winding number of the laser (f radian/s), secondary 
so scanning length (Lx cm), resolution (Z dot/cm) and the total exposing time (t s) when Inner drum type exposing 

device with single beam is used. 

fZt=Lx (eq 2) 

55 

ii) The following relationship (eq 3) can be observed between the winding number of the drum (F radian/s), sec- 
ondary scanning length (Lx cm), resolution (Z dot/cm), and the total exposing time (t s), the number of beam (n), 
when outer drum type exposing device with multiple beams is used. 
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FZnt=U (eq 3) 

iii) The following relationship (eq 4) can be observed between the winding number of the polygonal mirror (H radian/ 
s). secondary scanning length (Lx cm), resolution (Z dot/cm), the total exposing time (t s). and the number of beams 
(n), when a flat head (multiple beams) type exposing device is used. 



FZnt=Lx (eq 4) 

10 

[0018] It can be understood that the combination of the laser of which total output is 20 mW or higher and multiple 
beams system is particularly prefenred when the PS plate of the present invention is used by assigning the resolution 
(2560 dpi), the size of plate (A1/B1, secondary scanning length is 42 inch), the exposing rate (20 plates/1 hour) and 
the property of the photosensitive composition of the present invention (wavelength, sensitivity: about 0.1 mJ/cm^) into 
15 the above equations. In addition, in view of the operabllity, cost and the lil<e. the exposing device comprising an outer 
drum type semiconductor laser with multiple beams (10 or higher) is most preferred. 

(Light source for exposing the whole surface of the plate after development) 

20 [0019] The whole surface of the plate is exposed to light with the wavelength of 450 nm or shorter after the plate has 
been developed. Examples of light source include carbon arc light, mercury vapor lamp, metal halide, xenon lamp, 
and tungsten lamp. 

[0020] Preferably, the light intensity for exposing the whole surface of the plate is 20 W/cm?. 
[0021] Preferably, the amount of light for exposing the whole sur^ce of the plate is at least 100 times and more 
25 preferably 500 times greater than the amount of light used for imagewise-exposure. In order to obtain a sufTicient 
printing durability, the amount of light for exposing the whole surface of the plate is at least 1 00 mJ/cm^, more preferably 
150 mJ/cm2, and further preferably at least 200 mJ/cm^. 

[0022] The lithographic printing plate may be heated simultaneously with the exposure of the whole surface of the 
plate. The heating treatment improves the printing durability of the plate. Examples of the device for the heat treatment 
30 include a conventional convection oven, IR inradiation device, IR laser, microwave device, Wisconsin oven and the 
like. The temperature of the surface of the plate under heating condition is preferably in the range of 30°C to 150*^0, 
more preferably from SS^C to 130 °C and further preferably from 40*»C to 120*0. 

(Photosensitive composition) 

35 

[0023] The photosensitive composition for photopolymerizable layer to be used in the method of the present invention 
comprises (A) a photopolymerization initiation system and (B) at least one compound of which physical or chemical 
property may be in-everslbly changed upon contact with radical or acid, and optionally (C) a binder polymer. Hereinafter, 
each component will be explained. 

40 

(A) Photopolymerization initiation system 

[0024] The photopolymerization initiation system or initiator essentially comprised in the photosensitive composition 
for the photopolymerizable layer of the present invention preferably comprises (A1 ) a sensitizing dye having a specific 

45 structure mentioned below and {A2) a titanocene compound. It is believed that the sensitizing dye of the photopolym- 
erization initiation system mainly absorbs light and the coexisting titanocene compound enhances the generation of 
initiation radical. Such a process is referred to as "dye sensitizing". A sensitizing dye preferably utilized in the present 
invention has an absorption wavelength ranging from 350 to 450 nm. Many of titanocene compounds described below 
have a weak absorption in the range of ultraviolet region to 500 nm and thus show photosensitivity in this range. 

so However, the sensitizing dye having a specific stmcture preferably utilized in the present invention maricedly improves 
• the photosensitivity of the titanocene compound. Therefore, it may be possible to lower the photosensitivity at around 
500 nm caused by titanocene compound without lowering the photosensitivity at short wavelength by reducing the 
amount of titanocene compound to result in improvement of safelight suitability. 

[0025] The sensitizing dye In the present invention preferably has the structural characteristics described below since 
55 such a sensitizing dye may have the properties described above. That is, if the acidic nucleus of the sensitizing dye 
has a 5-membered oxazolidinone ring having at least one carit)onyl group or thlocart)onyl group and the basic nucleus 
has an aromatic ring or heterocyclic ring, the dye shows particulariy high sensitivity and good absorption property. The 
definition of "acidic nucleus" and "basic nucleus" are described in T. H. James. "The Theory of The Photographic 
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Process" fourth edition, Macmillan, chapter 8. 

[0026] The sensitizing dyes represented by merocyanine dye generally comprise 1) basic (electron-donating) and 
2) acidic (electron-accepting) heterocyclic ring at the end of the molecule. The basic (electron-donating) heterocyclic 
ring is referred to as basic nucleus and the acidic (electron-accepting) heterocyclic ring is referred to as acidic nucleus. 
5 The examples of acidic nucleus and basic nucleus are described in T. H. James, The Theory of The Photographic 
Process" fourth edition, Macmillan, chapter 8. 

[0027] The reason why the sensitizing dyes having such specific structures are excellent in the dye sensitizing ability 
is not clear since the mechanism of the dye sensitizing is unknown. But the reason may be rationalized as follows. 
That is, the sensitizing dyes described above show very strong emission (fluorescent or phosphorescence) spectmm. 
10 It may be observed from the fact that the lifetime of the excited states of the sensitizing dyes having the partial stmctures 
described above is relatively long and thus, the dyes may affect the reaction with an activating agent so that it becomes 
efficient. 

(Al) Sensitizing dye 

15 

[0028] The sensitizing dyes represented by the following general formula (1) are preferred. 



20 




30 [0029] In general formula (1 ), A represents an optionally substituted aromatic ring or heterocyclic ring. X represents 
oxygen atom, sulfur atom or -N(R3)-, R^, and R3 each independently represents hydrogen atom or monovalent 
nonmetallic atom group and A and R^, or R2 and R3 can be linked together to form an aliphatic or an aromatic ring. 
[0030] More specifically, in general formula (1), R^, R2 and R3 each independently represents hydrogen atom or 
monovalent nonmetallic atom group and preferably substituted or unsubstituted alkyi group, substituted or unsubsti- 

35 tuted alkenyl group, substituted or unsubstituted aryl group, substituted or unsubstituted heteroaromatic ring residue, 
substituted or unsubstituted aikoxy group, substituted or unsubstituted alkyithio group, hydroxyl group, halogen atoms. 
[0031] Preferred examples of R^ , R2 and R3 are described below. Preferred examples of alkyI group include a linear, 
branched and cyclic alkyt group with 1 to 20 carbon atoms such as methyl group, ethyl group, propyl group, butyl group, 
pentyl group, hexyl group, heptyl group, octyl group, nonyl group, decyl group, undecyl group, dodecyl group, tridecyl 

40 group, hexadecyl group, octadecyl group, eicosyl group, isopropy! group, isobutyl group, s-butyl group, t-butyl group, 
isopentyl group, neopentyl group, 1-methylbutyl group, isohexyl group, 2-ethylhexyl group, 2-methylhexyl group, cy- 
clohexyl group, cyclopentyl group, and 2-norbornyl group. Among the groups, prefenred groups are linear alkyl group 
with 1 to 12 carbon atoms, a branched alkyl group with 3 to 12 caritx>n atoms and a cyclic alkyl group with 5 to 10 
cari^on atoms. 

45 [0032] An example of the substituent on the alkyl group includes monovalent nonmetallic atom group except for 
hydrogen atom. Preferred examples of such a group include halogen atoms (-F, -Br, -CI, -I), hydroxyl group, alkoxy 
group, aryloxy group, mercapto group, alkyithio group, arylthio group, alkyldithio group, aryldithio group, amino group, 
N-alkylamino group, N,N-dialkylamino group, N-arylamino group, N.N-diarylamino group, N-alkyl-N-arytamino group, 
acyloxy group, carbamoyioxy group, N-alkylcarit)amoyloxy group, N-arylcarbamoyloxy group, N.N-dialkylcarbamoyloxy 

50 group, N,N-drarylcarbamoyloxy group, N-alkyl-N-arylcarbamoyloxy group, alkylsulfoxy group, arylsulfoxy group, acylth- 
io group, acylamino group, N-alkylacylamino group, N-arylacylamino group, ureido group, N*-aIkylureido group, N'.N- 
dialkylureido group, N'-arylureido group, N',N'-diarylureido group, N'-alkyl-N'-arylureido group. N-alkylureido group, N- 
arylureido group, N -alkyl-N-alkylureido group, N*-alkyl-N-arylureido group, N',N'-dialkyl-N-aIkylureido group, N',N'-di- 
alkyl-N-arylureido group, N'-aryl-N-alkylureido group, N'-aryl-N-arylureido group, N*,N'-diaryl-N-alkylureido group, N', 

55 N'-diaryl-N-arylureido group, N*-alkyl-N'-aryl-N-alkylureido group, N'-alkyl-N'-aryl-N-arylureido group, alkoxycarbo- 
nylamino group, arytoxycarbonylamino group, N-alkyl-N-alkoxycarbonylamino group, N-alkyl-N-aryloxycarbonylamino 
group, N-aryl-N-alkoxycarbonylamino group, N-aryt-N-arytoxycarbonylamino group, formyl group, acyl group, carboxyl 
group, alkoxycarbonyl group, aryloxycarbonyl group, carbamoyl group, N-alkylcarbamoyI group, N.N-dialkylcarbamoyl 
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group. N-arylcarbamoyl group, N.N-diarylcarbamoyI group, N-alky!-N-arytcarbamoyl group, alkylsulfinyl group, aryl- 
sulfinyl group, alkylsulfonyl group, arytsulfony! group, sulfo group (sulfonic group) (-SO3H) and conjugate base group 
thereof (hereinafter, refen-ed to as sulfonate group), alkoxysulfonyl group, aryloxysulfonyl group, sulfinamoyl group, N- 
alkylsulfinamoyl group, N.N-diaikyisulfinamoyl group, N-arylsulfinamoyl group, N.N-diarytsulfinamoyt group, N>alkyi-N- 
aryfsulfinamoyl group, sulfemoyi group, N-alkylsulfamoyt group, N,N-diallcylsulfamoyl group, N-arylsulfamoyl group, 
N.N-diarylsulfomoyI group, N-alkyl-N-arylsulfamoyI group, phosphono group (-PO3H2) and conjugate base group there- 
of (hereinafter, referred to as phosphonate group), dialkylphosphonp group (-P03(alkyl)2), diarylphosphono group 
(-P03(aryl)2), alkylarylphosphono group (-P03(a!kyl)(aryl)), monoalkylphosphono group (-P03H(alkyt)) and conjugate 
base group thereof (hereinafter, referred to as alkylphosphonate group), monoarylphosphono group (-P03H{aryl)) and 
conjugate base group thereof (hereinafter, referred to as arylphosphonate group), phosphonoxy group (-OPO3H2) and 
conjugate base group thereof (hereinafter, refen-ed to as phosphonato-oxy group), diaikylphosphonoxy group (-OPO3 
(alkyl)2), diarylphosphonoxy group (-OP03(aryl)2). alkylarylphosphonoxy group (-0P03(alkyl)(aryl)). monoalkyl- 
phosphonoxy group (-0P03H(alkyl)) and conjugate base group thereof (hereinafter, refen^ed to as alkylphosphonato- 
oxy group), monoarylphosphonoxy group (-0P03H(aryl)) and conjugate base group thereof (hereinafter, referred to 
as arylphosphonato-oxy group), cyano group, nttro group, aryl group, heteroaryl group, alkenyt group, and alkynyt 
group. 

[0033] Specific examples of alky! group in the substituents are as described for alkyi group described above, and 
specific examples of aryl group in the substituents include phenyl group, biphenyl group, naphthyl group, tolyl group, 
xylyl group, mesityl group, cumenyl group, chlorophenyl group, bromophenyl group, chloromethylphenyl group, hy- 
droxyphenyl group, methoxyphenyl group, ethoxyphenyl group, phenoxyphenyl group, acetoxyphenyl group, benzoy- 
loxyphenyl group, methylthiophenyl group, phenylthiophenyl group, methylaminophenyl group, dimethylaminophenyl 
group, acetylaminophenyl group, carboxyphenyl group, methoxycarbonylphenyl group. ethoxyphenylcartx)nyl group, 
phenoxycarbonylphenyl group, N-phenylcarbamoylphenyl group, phenyl group, cyanophenyl group, sulfophenyt group, 
sulfbnatophenyl group, phosphonophenyl group, phosphonatophenyl group and the tike. 

[0034] Specific examples of heteroaryl group include a monocyclic ring comprising at least one atom selected from 
nitrogen, oxygen, and sulfur atoms, or polycyclic aromatic ring in which heteroaryl group such as thiophene, thianthrene, 
furan, pyran. isobenzofuran, chromene, xanthene, phenoxazine, pyrrole, pyrazole, isothiazole. isooxazole, pyrazine. 
pyrimidine, pyridazine, indolizine, isotndolizine, indole, indazole, purine, quinolizine, isoquinoline. phthalazine, naph- 
thyridlne, quinazoline, cinnoline, pteridine, carbazole. carboline, phenanthrene. acridine, perimidine, phenanthroline, 
phenarsazine, phenoxazine, furazan. and the like are prefen-ed. These groups may be a condensed ring with benzene 
or may have a substrtuent. 

[0035] Specific examples of alkenyl group include vinyl group, 1-propenyl group, 1-butenyl group, cinnamyl group, 
2-chloro-1-ethenyl group, and the like. Examples of alkynyl group include ethynyl group, 1-propynyl group. 1-butynyl 
group, trimethylsilylethynyl group and the like. Examples of acyl group include G^CO wherein Is hydrogen atom 
and alkyI group or aryl group described above. More preferable substituents are halogen atoms (-F, -Br, -CI, -t), alkoxy 
group, aryloxy group, alkytthio group, arylthk) group, N-alkytamtno group, N,N-dialkylamino group, acyloxy group, N- 
alkylcarbamoyloxy group, N-arylcarbamoyloxy group, acylamino group, formyl group, acy! group, carboxyl group, alkox- 
ycariionyl group, aryloxycarbonyl group, carbamoyl group, N-alkylcarbamoyI group. N,N-dialkylcarbamoyl group, N- 
arylcarbamoyl group. N-alkyl-N-arylcarbamoyl group, sulfo group (sulfonic group), sulfonate group, sulfamoyi group, 
N-alkylsulfamoyI group, N.N-dialkylsulfamoyI group, N-arylsulfamoyl group, N-alkyl-N-arylsuIfamoyI group, phosphono 
group, phosphonate group, dialkylphosphono group, diarylphosphono group, monoalkylphosphono group, alkylphos- 
phonate group, monoarylphosphono group, arylphosphonate group, phosphonoxy group, phosphonato-oxy group, aryl 
group, and alkenyl group. 

[0036] Alkylene group In the substituted aikyi group Is a bivalent organic residue group derived from alkyi group 
having 1 to 20 carbon atoms described above by removing one hydrogen atom on the alkyI group and preferably a 
linear alkylene group having 1 to 12 cariton atoms, a branched alkylene group having 3 to 12 cari!)on atoms or a cyclic 
group having 5 to 10 carbon atoms. 

[0037] Preferred examples of substituted alkyI group as R^, R2 and R3, a combination of sut>stituent and alkylene 
group, Include chloromethyl group, bromomethyl group. 2-chloroethyl group, trifiuoromethyl group, methoxymethyl 
group, methoxyethoxyethyl group, allyloxymethyl group, phenoxymethyl group, methylthiomethyl group, tolylthiomethyl 
group, ethylaminoethyl group, diethylaminopropyl group, morpholinopropyl group, acetyloxymethyl group, benyloxyme- 
thyl group. N-cyclohexylcarbamoyloxyethyl group, N-phenylcarbamoyloxyethyl group, acetylaminoethyl group, N- 
methylbenzoylaminopropyl group. 2>oxoethyl group. 2-oxopropyl group, carboxypropyl group, methoxycarbonylethyl 
group, allyloxycarbonylbutyl group, chlorophenoxycarbonylmethyl group, carbamoytmethyl group, N-methylcar- 
bamoylethyl group. N,N-dipropylcarit)amoylmethyl group. N-(methoxyphenyl)carit)amoylethyl group, N-methyl-N-(sul- 
fophenyl)carit)amoyImethyl group, sulfobutyl group, sulfonatobutyl group, sulfamoylbutyl group, N-ethylsulfamoylme- 
thyl group, N.N-dipropylsulfamoyI propyl group. N-tolylsu!famoyi propyl group, N-methyl-N-(phosphonophenyl)sulfa- 
moyloctyl group, phosphonobutyt group, phosphonatohexyt group, diethylphosphonobutyl group, diphenylphosphono- 
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propyl group, methylphosphonobutyl group, methylphosphonatobutyl group, tolylphosphonohexyt group, tolylphospho- 
natohexyl group, phosphonooxy propyl group, phosphonatooxybutyl group, benzyl group, phenathyl group, a - meth- 
ylbenzyl group, 1-methyl-1«phenylethyl group, p-methylbenzyl group, cinnamyl group, allyl group, 1-propenylmethyl 
group, 2-butenyl group. 2-methylallyl group, 2-methylpropenylmethyl group. 2-propynyl group, 2-butynyl group, 3-bu- 
tynyt group and the like. 

[0038] Prefen^ examples of aryt group as R^. R2 and R3 Include a fused ring consisting of 1 to 3 benzene rings 
and a fused ring consisting of benzene ring and S-membered unsaturated ring. More specific examples thereof Include 
phenyl group, naphthyl group, anthryl group, phenanthryl group, indenyi group, acenaphthenyl group, and fluorenyl 
group. Among the groups, phenyl and naphthyl groups are more prefen-ed. 

[0039] Preferred examples of substituted aryl group as R^ , R2 and R3 include those having a monovalent non-metallic 
atom group except for hydrogen atom as a substituent on the carbon atom of aryt group described at)ove. Preferred 
examples of substituents include alkyl group and substituted atkyi group described above as well as aforementioned 
substituents as described for substituted alkyl group. Prefenred examples of substituted aryl group include biphenyl 
group, tolyl group, xylyl group, mesityl group, cumenyl group, chlorophenyl group, bromophenyl group, fluorophenyl 
group, chloromethylphenyl group, trifluoromethyl phenyl group, hydroxyphenyl group, methoxyphenyl group, methox- 
yethoxyphenyl group, allyloxyphenyt group, phenoxyphenyl group, methylthiophenyl group, tolylthlophenyl group, 
ethylaminophenyl group, diethylamlnophenyl group, morpholinophenyl group, acetyloxyphenyl group, benzyloxyphenyl 
group, N-cyclohexylcarbamoyloxyphenyl group, N-phenylcari^amoyloxyphenyl group, acetylaminophenyl group, N- 
methytbenzoylaminophenyl group, cart>oxyphenyl group, methoxycarbonylphenyl group, allyloxycarbonylphenyl 
group, chlorophenoxycartxjnylphenyl group, carbamoylphenyl group, N-methylcarbamoylphenyl group, N.N-dipropyl- 
carbamoylphenyl group, N-(methoxyphenyl)carbamoyiphenyl group, N-methyl-N-(sulfophenyl)carbamoyl phenyl 
group, sulfophenyl group, sulfonatophenyl group, sulfamoylphenyl group. N-ethylsulfamoylphenyl group, N,N-dipro- 
pylsulfamoylphenyl group. N-tolylsulfamoylphenyl group. N-methyl-N-(phosphonophenyl)sulfamoyl phenyl group, 
phosphonophenyl group, phosphonatophenyl group, diethylphosphonophenyl group, diphenylphosphonophenyl 
group, methylphosphonophenyl group, methyl phosphonatophenyl group, toiylphosphonophenyl group, tolylphospho- 
natophenyl group, allyl group, 1-propenylmethyl group, 2-butenyl group, 2-methylallylphenyl group, 2-methylpropenyl- 
phenyl group. 2-propynyl phenyl group, 2-butynylphenyl group, 3-butyny I phenyl group and the like. 
[0040] The symbol A in the general formula (1 ) is explained below. A represents an optionally substituted aromatic 
ring or heterocyclic ring. Examples of the optionally substituted aromatic ring or heterocyclic ring irK^lude the same 
groups as explained for R^. R2 and R3 in the general formula (1). 

[0041] The sensitizing dye represented by the general formula may be obtained by a condensation reaction of the 

acidic nucleus described above or acidic nucleus having active methylene group with a substituted or unsubstituted 
aromatic ring or heterocyclic ring. The dyes may be prepared in accordance with the description in Japanese Patent 
Publication for Opposition Purpose (hereunder referred to as "J.P. KOKOKU") No. Sho 59-28329. Specific examples 
of the compound of general formula (1), (D1) to (D28) are described below, but not limited thereto. In addition, regio- 
Isomers regarding the double bond which connects the acidic nucleus and basic nucleus in the sensitizing dye are not 
determined and therefore, the sensitizing dye in the present invention is not limited to one of the isomers but include 
both the isomers. 
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sensitive layer in the PS plate. For example, the sensitizing dye can be connected with an addition polymerization 
group such as acryloyi group and methacrytoyi group by means of a covalent bond, ionic bond, hydrogen bond and 
the like to improve the hardness of the exposed layer or to inhibit the precipitation of the pigment In addition, it may 
be possible to significantly increase the photosensitivity of the layer especially in the presence of low content of pho- 
5 toinitiation system by connecting the sensitizing dye with the titanocene compound described below or radical gener- 
ation group of other compounds, for example, a group which decomposes by reduction such as halogenized alkyt, 
onium, peroxide, biimidazole, onium, blimidazole and the like, or a group which decomposes by oxidation such as 
borate, amine, trimethylsilylmethyl, cartx)xymethyl, carbonyl. imine and the like. 

[0043] In addition, in order to improve the adaptability of the photosensitive composition to an alkaline aqueous 

10 developer, it is effective to introduce a hydrophilic group, e.g., acid group or polar group such as carboxyt group and 
ester thereof, sulfonic acid group and ester thereof, ethylene oxide group and the like. In particular, hydrophilic group 
such as ester type group shows good compatibility because the group is relatively hydrophobic in the photosensitive 
layer and the group may be hydrolyzed in a developer to produce an acidic group to result in increase of the hydrophilicity 
of the molecule. In addition, other substituents which improve the compatibility in the photosensitive layer or which 

ts inhibit the precipitation of crystalline can be introduced into the molecule. For example, an unsaturated bonding group 
such as an aryl group and allyl group is effective for Improving the compatibility in a specific photosensitive system. 
Also, the precipitation of the crystal can be significantiy inhibited by introducing a branched alkyl structure to give a 
steric hindrance between n planes of the dye. Also, it may be possible to improve the adherence to inorganic material 
such as metal or metal oxide by introducing phosphonic acid group, epoxy group, trialkoxysilyl group and etc. In addition, 

20 polymerization of sensitizing dye can be also utilized. 

[0044] The details of the condition for use of the dye, e.g. , the structure of the sensitizing dye to be used, single use 
or combination use, and the amount of the dye, can be suitably determined in accordance with tiie performance of the 
PS plate to be used. For example, it may be possible to increase the compatibility of the sensitizing dye to the photo- 
sensitive composition layer by combining two or more of sensitizing dyes. In the selection of the sensitizing dye, most 

25 important factor is the molar extinction coefficient thereof under the radiation wavelength of the light source to be used, 
in addition to the photosensitivity. If a dye having a high molar extinction coefficient is used, the amount of the dye to 
be used can be relatively reduced to give economical advantages. In addition, such a dye is advantageous when it is 
used in a photosensitive layer for a PS plate because of the physical property of the layer. The photosensitivity and 
resolution property of the photosensitive layer or the physical property of the irradiated layer may be Influenced by the 

30 absorbency at the wavelength of the light source. Therefore, the amount of the sensitizing dye should be detenmined 
taking these facts into account. For example, the sensitivity of the dye may decrease if the absorbency becomes 0.1 
or lower. In addition, the sensitizing dye may be influenced by halatk)n to result in low resolution. 
[0045] However, when a thick film having a thickness of 5 jyim or more is made, sometimes a sensitizing dye having 
such a low absorbency can increase the degree of the hardening. In another case, if the absorbency is so high (3 or 

35 higher), most of the light is absorbed at the upper portion of the photosensitive layer to inhibit the inside hardening to 
result in insufficient strength of film and adherence to the substrate when used as a printing plate. When a lithographic 
printing plate having a relatively thin film is used, it is preferably to use a sensitizing dye so that the absort3ency of the 
photosensitive layer becomes in the range of 0.1 to 1.5 and more preferably in the range of 0.25 to 1. The amount of 
sensitizing dye Is generally used in the range of 0.05 to 30 parts by weight based on 100 parts by weight of the com- 

40 ponents of the photosensitive layer, preferably from 0.1 to 20 parts by weight, and more preferably from 0.2 to 1 0 parts 
by weight. 

(A2) Titanocene compound 

45 [0046] The photopolymerization initiation system preferably comprises a titanocene compound which generates ac- 
tive radical when it Is exposed to tight in the presence of sensitizing dye. A suitable titanocene compound can be 
selected from various titanocene compounds including, for example, those described in J.P. KOKAI No. Sho 59-1 52396, 
J.R KOKAI No. Sho 61-151197, J.P. KOKAI No, Sho 63-41483, J.R KOKAI No. Sho 63^1484, J.R KOKAI No. Hei 
2-249. J.R KOKAI No. Hei 2-291, J.R KOKAI No. Hei 3-27393, J.R KOKAI No. Hei 3-12403, and J.R KOKAI No. Hei 

50 6-41170. 

[0047] More specifically, examples of titanocene compound include di-cyclopentadienyl-Thdi-chloride, di-cyclopen- 
tadienyl-Tl-bis-phenyf. di-cyclopentadienyl-Ti-bis-2,3.4.5.6-pentafluorophen-1-yl (hereinafter, referred to as *T-1"), di- 
cyclopentadienyl-Ti-bis-2,3,5,6-tetrafluorophen-1-yl, dicyclopentadienyl-Tl-bis-2,4,6-trifluorophen-1-yl, di-cyclop enta- 
dienyl-Ti-bis-2,6-difluorophen-1-yl, di-cycIopentadienyl-Ti-bis-2,4-dlfluorophen-1-yI, di-methylcycIopentadienyl-Ti-bis- 
55 2,3,4,5.6-pentafluorophen-1-yl, di-methylcyclopentadienyl-Ti-bis-2,3,5,6-tetrafluorophen-1-yl, di-methylcyclopentadi- 
enyl-Ti-bis-2,4-difluorophen-1-yl. bis(cyclopentadienyl)-bis(2.6-difluoro-3-(pyr-1-yl)phenyl)titanium (hereinafter, re- 
ferred to as "T-2". ) and the like. 

[0048] It is also possible to modify the titanocene compounds to improve the property of the photosensitive layer 
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comprising the compounds as described for the sensitizing dyes. For example, the compounds can be modified by 
binding with an addition polymerizabie unsaturated compound or a radical-generating group of other compounds, in- 
troducing a hydrophilic group, introducing a substitution group to improve compatibility of the or to inhibit the precipi- 
tation of crystals, introducing a substitution group to improve the adherence of the layer 

5 [0049] The condition of the titanocene compounds to be used can be suitably determined in accordance with the 
purpose of the photosensitive layer, as described for the addition polymerizabie compound and sensitizing dyes. For 
example, it may be possible to increase the compatibility of the compound to the photosensitive layer by combining 
two or more of the compounds. Usually, it is advantageous for the photosensitivity of the photosensitive layer to use 
a relatively large amount of the titanocene compound. Generally, the photosensitivity of the photosensitive layer may 

10 be enough when 0.5 to 80 parts by weight and preferably 1 to 50 parts by weight of titanocene compound on the basis 
of 1 00 parts by weight of the total amount of photosensitive layer. However, it is preferred to use a relatively low amount 
of titanocene compound when the PS plate is used under yellow or white light since fog is caused by the light with 
wavelength of 500 nm. In such a case, the titanocene compound can be used in a combination with the sensitizing 
dye described above. As the result, a sufficient photosensitivity can bis obtained even if the amount of titanocene 

IS compound is 6 parts by weight or less. In another embodiment, the amount of the titanocene compound may be 1 .9 
parts by weight or less, and further 1:4 parts by weight or less. 

(B) A compound of which physical or chemical property is irreversibly changed upon contact with radical or acid 

20 [0050] The second component of the photosensitive layer in the present invention is a compound of which physical 
or chemical property is irreversibly changed by action of active species which is produced firom the photoreaction of 
the photoinitiation system described above. That is, physical or chemical property of the compound is changed upon 
contact with active species such as radical, acid and the like and the changed property of the compound is retained. 
Any compound can be used as component (B) as long as the compound has such properties. For example, the com- 

25 pounds described as those in the photoinitiation system often have such properties. Examples of the property of the 
compound, which is changed by the action of the radical, acid and/or base include physical properties of molecules 
such as absorption spectral (color), chemical structure and polarizabillty as well as physical properties of materials 
such as solubility, strength, flexibility, mobility, viscosity and the like. 

[0051] For example, when a compound of which absorption spectral is changed in accordance with the change of 
30 pH, e.g., a pH indicator, is used as a component (B) and acid or base is generated from a photoinitiation system, the 
color of the irradiated portion of the photosensitive composition can be changed- Such a composition is useful as an 
image-forming composition. Likewise, when a compound of which absorption spectral is changed by oxidation, reduc- 
tion or nucleophilic addition reaction is used and a radical is produced from photoinitiation system to cause oxidation, 
reduction and the like, it is also possible to form an image. Such examples are disclosed in, for example. J. Am. Chem. 
35 Soc, 108. 128 (1986), J. Imaging. Sci., 30, 215 (1986). and Israel. J. Chem., 25. 264 (1986). 

[0052] In addition, when a compound that can be addition polymerized or polycondensed is used as a component 
(B) in a combination with a photoinitiation system, it may be possible to form a photocoagulation resin or negative 
working photopolymer. Examples of component (B) include radical polymerizabie compound (a compound having an 
ethylenicaliy unsaturated bond), cation polymerizabie compound (epoxy compound, vinyl ether compound, methylol 
40 compound and the like), and anion polymerizabie compound (epoxy compound and the like) and those as described 
in, for example, "Photopolymer Handbook", edited by photopolymer konwakai, by Kogyotyosakai (1989) or "Polymer", 
45, 786 (1996). In addition, a composition comprising a thiol compound as component (B) and a radical-generating 
system by light is well known. 

[0053] it is also useful to use an acidolytic compound in a combination with acid-generating agent by light. For ex- 
45 ample, a polymer having a side chain or main chain that decomposes by acid can be used as a material that is changed 
in its solubility, hydrophllicity or hydrophobicity. Such materials are widely used as photodegradable photosensitive 
resin or positive working photopolymer. Specific examples of the compound include those described in, for example, 
ACS. Symp. Ser, 242, 11 (1 984), J.P KOKAl No. Sho 60-3625, USP Nos. 51 02771 . 520631 7, and 521 2047, J.P KOKAl 
No. Hei 4-26850, J.P KOKAl No. Hei 3-1921731. J.P KOKAl No. Sho 60-10247. and J.P KOKAl No. Sho 62-40450. 
so [0054] Hereinafter, the addition polymerizabie compound that is used as component (B) in the PS plate of the present 
invention are described. 

(B1) Addition polymerizabie compound 

55 [0055] An addition polymerizabie compound having at least one ethylenicaliy unsaturated double bond, component 
(B1), used in the present invention is preferably selected from addition polymerizabie compounds having at least one 
or two ethylenicaliy unsaturated double bond terminally. Such compounds are well known in the art and any known 
compound can be utilized in the present invention. The compound may be in the form of a monomer, prepolymer such 
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as dimer, trimer and ol'rgomer, or a mixture thereof as well as a copolymer. Examples of the monomer and copolymer 
thereof include unsaturated carboxylic acid (for example, acrylic acid, methacrylic acid, itaconic acid, crotonic acid, 
isocrotonic acid, maleic acid and the like) or esters and amides thereof, and preferably, esters of unsaturated carboxylic 
acid and aliphatic polyalcohol compound, and amides of unsaturated cariDoxylic acid and aliphatic polyamine com- 
pound. In addition, an addition product of unsaturated carboxylate or amide having a nucleophilic substituent such as 
hydroxyl group, amino group, mercapto group and the like with mono- or polyfunctional isocyanate or epoxy group, 
and condensation reaction product of mono- or polyfunctional car1x>xylic acid can be preferably used. 
[0056] Also, the following compounds are prefen-ed; a product of an addition reaction of unsaturated carboxylic acid 
ester or amides having an isoelectronic substituent such as isocyanate group and epoxy group with monofunctional 
or polyfunctional alcohols, amines, thiols; and a product of a substitution reaction of unsaturated carboxylic acid ester 
or amides having a eliminative substitutent such as halogen group and tosyloxy group with monofunctional or polyfuc- 
nctional alcohols, amines and thiols. In another embodiments, compounds having unsaturated phosphonic acid, sty- 
rene. vinyl or ether group in place of the unsaturated carboxylic acid group in the above compounds may be used. 
[0057] Examples of ester monomer of aliphatic polyalcohol and unsaturated cart)oxylic acid include acrylic acid ester 
such as ethyl eneglycol diacrylate, triethyleneglycol diacrytate, 1 ,3-butanediol diacrylate, tetramethyleneglycol diacr- 
ylate, propyleneglycol diacrylate, neopentylglycol diacrylate, trimethylolpropane triacrylate, trimethylolpropane tri(acry- 
loyloxypropyl) ether, trimethylolethane triacrylate, hexanediol diacrylate, 1 ,4-cyclohexanediol diacrylate, tetraethyl- 
eneglycol diacrylate, pentaerythritol diacrylate, pentaerythritol triacrylate, pentaerythritd tetraacrylate, dipentaerythritol 
diacrylate, dipentaerythritol hexaacrylate, sorbitol triacrylate. sorbitol tetraacrylate, sorbitol pentaacrylate. sorbitol hex^ 
aacrylate, tri(acryloyloxyethyl)isocyanulate tsocyanurate, polyester acrytate oligomer and the like. 
[0058] Examples of methacrylic acid ester include tetramethyleneglycol dimethacrylate, triethyleneglycol dimethacr- 
ylate, neopentylglycol dimethacrylate, trimethylolpropane trimethacrylate, trimethylolethane trimethacrylate, ethyl- 
eneglycol dimethacrylate, 1,3-butanediol dimethacrylate, hexanediol dimethacrylate, pentaerythritol dimethacrylate, 
pentaerythritol trimethacrylate, pentaerythritol tetramethacrylate, dipentaerythritol dimethacrylate, dipentaerythritol 
hexamethacrylate, sorbitol trimethacrylate. sorbitol tetramethacrylate, bis[p-(3-methacryloxy-2-hydroxypropoxy)phe- 
nyl] dimethylmethane. bis-[p-(methacryloxyethoxy)phenyl]dimethylmethane and the like. 

[0059] Examples of itaconic acid ester include ethyleneglycol diitaconate, propyleneglycol diitaconate, 1 ,3-butanediol 
diitaconate, 1 ,4-butanediol diitaconate, tetramethyleneglycol diitaconate, pentaerythritol diitaconate, soriDitol tetraita- 
conate and the like. 

[0060] Examples of crotonic acid ester include ethyleneglycol dicrotonate, tetramethyleneglycol dicrotonate, pen- 
taerythritol dicrotonate, sorbitol tetradicrotonate and the like. 

[0061] Examples of isocrotonic acid ester include ethyleneglycol diisocrotonate. pentaerythritol diisocrotonate, sorb- 
itol tetraisocrotonate and the like. 

[0062] Examples of maleic acid ester include ethyleneglycol dimaleate. triethyleneglycol dimaleate, pentaerythritol 
dimaleate, sorbitol tetramaleate and the like. 

[0063] Other preferred examples of the esters include aliphatic and alcoholic esters as described in J.R KOKOKU 
No. Sho 46-27926, J.R KOKOKU No. Sho 51-47334. and J.R KOKAI No. Sho 57-1 96231 , esters with aromatic skeleton 
as described In J.R KOKAI No. Sho 59-5240, J.R KOKAI No. Sho 59-5241, and J.R KOKAI No. Hei 2-226149. and 
esters with amino group as described in J.R KOKAI No. Hei 1-165613. In addition, ester monomers described above 
can be used as a mixture. 

[0064] Specific examples of amide monomer of aliphatic polyamine compound and unsaturated carboxylic acid in- 
clude methylenebis-acrylamide, methylenebis-methacrylamide, 1 ,6-hexamethylenebis-acrylamide, 1 ,6-hexamethyl- 
enebis-methacrylamide, diethylenetriamine trisacrytamide, xylylenebisacrylamide. xylyleneblsmethacrylamide and the 
like. 

[0065] Another prefen-ed example of the amide monomer includes that having a cydohexylene structure as described 
in J.R KOKOKU No. Sho 54-21726. 

[0066] In addition, a urethane-type addition polymerizable compound that is prepared by addition reaction of isocy- 
anate group and hydroxy group is also preferred. An example thereof includes vinylurethane compound comprising 
two or more polymerizable vinyl groups in a molecule, prepared by an addition reaction of a vinyl monomer having a 
hydroxyl group represented by the following formula (2) with a polyisocyanate compound having two or more isocyanate 
groups as disclosed in Japanese Patent Publication for Opposition Purpose (hereunder referred to as "J.R KOKOKU") 
No. Sho 48-41708. 

CH2 =C{R)C00CH2 CH(R*)OH (2) 
wherein R and R' each represents H or CH3. 
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[0067] Also, urethane acrylates as described in J.R KOKAi No. Sho 51-371 93, J.P. KOKOKU No. Hei 2-32293, and 

J.P. KOKOKU No. Hei 2-16765. or urethane compounds having a skeleton of ethylene oxide as described in J.P. 

KOKOKU No. Sho 5&49860. J.P. KOKOKU No. Sho 56-17654. J.R KOKOKU No. Sho 62-39417. and J.R KOKOKU 

No. Sho 62-39418 is preferably used in the present invention. 
s [0068] In addition, it is possible to obtain a photosensitive composition which can be exposed at high speed by adding 

an addition potymerizable compounds having an amino structure or sulfide structure in a molecule as described in J. 

R KOKAI No. Sho 63-277653. J.R KOKAI No. Sho 63-260909. and J.R KOKAI No. Hei 1-105238. 

[0069] Other exam pies Include potyfunctional acrylates or methacryiates such as epoxyacrylate prepared from epoxy 

resin and (meth)acrylic acid, and polyester acrylates as descn'bed in J.P. KOKAI No. Sho 48-64183. J.P. KOKOKU No. 
10 Sho 49-43191, and J.P. KOKOKU No. Sho 52-30490, can be utilized as the compound comprising an ethylenically 

unsaturated bond. In addition, the specific unsaturated compounds as described in J.P. KOKOKU No. Sho 4&43946. 

J.R KOKOKU No. Hei 1-40337, J.R KOKOKU No. and He! 1-40336. or vinyl phosphonic acid compound as disclosed 

in J.R KOKAI No. Hei 2-25493 are included. In other case, a compound having a perfluoroallcyl group as disclosed in 

J.P. KOKAI No. Sho 61-22048 can be suitably utilized. In addition, the photocoagulation monomer or oligomer as 
t5 disclosed in the Bulletin of Japan Adhesion Association (Nihon Settyaku Kyoukahsi) vol. 20, No. 7. pages 300 to 308 

(1984). 

[0070] The details of the condition for the method, e.g.. the structure of the compound to be used, single use or 
combination use. and the amount thereof, can be suitably determined in accordance with the perfonmance of the PS 
plate to be used. For example, the compound can be selected in the light of the following points. A compound having 

20 more unsaturated groups in a molecule is preferred because such a compound is good in exposing speed. In many 
cases, a compound having two or more groups is preferred. In order to increase the strength of an image area, that 
is, a cured portion of the film, a compound having three or more groups is preferred. In addition, both the sensitivity 
and the strength of the layer may be controlled by combining an additional compound having a different number of the 
functional group or a different polymerizable group such as acrylic acid ester, methacrylic acid ester, styrene compound. 

25 and vinyl ether compound with the foregoing compound. A compound having a high molecular weight or a compound 
showing a high hydrophobicity is good in exposing speed or in the strength of the film, but In some cases, such a 
compound is not preferred because the developing speed may not be preferred and it may precipitate in a developer. 
[0071] A selection of an addition polymerizable compound or usage thereof is very important parameter for the com- 
patibility and dispersibility in the other components in the photosensitive composition such as a binder polymer, initiator. 

30 coloring agent and the like. For example, in some cases, use of a low-grade compound or a combination use of two 
or more of compounds can increase compatibility. 

[0072] When a PS plate is prepared, it is possible to select a specific structure of the addition polymerizable compound 
to improve the adhesion of the substrate and overcoating layer. With regard to the ratio of addition polymerizable 
compound to the photosensitive composition, a higher ratio is advantageous for the sensitivity of the photosensitive 

35 composition. But sometimes, such a higher ratio raises problems, e.g., phase separation, problems in a preparation 
process due to the adhesion property of the composition (defective in the preparation due to transfer or adhesion of 
the photosensitive components), or precipitation from a developer. In view of these points, a preferred ratio thereof 
may be 5 to 80 % by weight and more preferably 25 to 75 % by weight based on the total weight of the photosensitive 
composition. The compound may be used alone or in a combination. In addition, the structure, ratio, and arhount of 

40 the addition polymerizable compound may be optionally selected in the light of inhibition property by oxygen, resolution, 
fogging property, the change of refractive index, and adhesion property of the surface. In some cases, it maybe possible 
to form layers such as undercoating layer and overcoating layer. 

(0) Binder polymer 

45 

[0073] The photosensitive composition used in the present invention preferably comprises a binder polymer. 
[0074] The binder polymer used in the photosensitive layer of the PS plate of the present invention is preferably a 
linear organic polymer. Any linear organic polymer can be used as a binder. Preferably a linear organic polymer com- 
pound that is soluble or swellable in an alkali water may be used. The linear organic polymer may be selected in 

so accordance with the purpose of the use of the polymer. For example the polymer is used not only as a film-forming 
material but also as a material for dissolving in a developer comprising water, weak alkali water or an organic solvent. 
Thus, if a water-soluble organic polymer is used, a photopolymerizable composition can be developed with water. 
Examples of such an organic polymer compound that is soluble or swellable in an alkali water include addition polymers 
having carboxyl groups on the side chains such as methacrylic acid copolymers, acrylic acid copolymers, itaconic acid 

55 copolymers, crotonic acid copolymers, maleic acid copolymers, and partially esterified maleic acid copolymers as dis- 
closed in J.RKOKAI Nos. Sho 59^615. 54-92723. 59-53836 and 59-71048. and J.RKOKOKU Nos. 54-34327. 
58-12577 and 54-25957. Also, an ackjic cellulose derivative having a carii^oxyt group on the side chain can be utilized 
in the binder polymer of the present invention. In addition, a polymer that is formed by adding a cyclic acid anhydride 
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to an addition poiymer having a hydroxyl group can be used. 

[0075] Anr)ong these compounds, [benzyl (meth)acryiate/(meth)acrylic acid/other optional addition-polymerizable vi- 
nyl monomer] copolymers and [ally! (meth)acrylate/(meth) acrylic acid/other optional addition-polymerizable vinyl mon- 
omer]copolymers are preferred because these compounds give good strength, sensitivity and developing property to 
5 the film. 

[0076] In addition, polyurethane resins having an acid group as described in J.P. KOKOKU Nos. He\ 7-120040, Hei 
7-120041. Hei 7-120042. Hei 8-12424. J.P. KOKAI Nos. Sho 63-287944. She 63-287947. Hei 1-271741. and Hei 
11-352691 are also useful in the present invention because the resins show high strength and thus, are advantageous 
in the printing durability and In the treatment under low exposure. 
10 [0077] In addition, the binder having an amide group described in J.P. KOKAI No. Hei 11-171907 Is preferred because 
the binder gives good developing property and strength to the film. 

[0078] In addition, polyvinyl pyrrolidone and polyethylene oxide are useful as water-soluble linear organic polymers. 
Alcohoj-sduble polyamides and poiyethers of 2,2-bis-(4-hydroxyphenyl)-propane with epichlorohydrin are also useful 
for the improvement of the strength of the cured films of the resulting composition. These linear organic polymers can 
15 be incorporated into the photopolymerizable composition in any suitable amounts. However, if the amount thereof 
exceeds 90%, undesirable problems arise, for instance, images formed are insufficient in the strength. The amount 
thereof is preferably from 30 to 85%. The weight ratio of the photopolymerizable ethylenically unsaturated compound 
to the linear organic polymer is preferably from 1/9 to 7/3. 

[0079] In a preferred embodiment, the binder polymer to be used is a polymer that is not soluble in water but soluble 
20 in an alkali. If so. the developer comprising no or a limited amount of organic solventcan be utilized and It is preferred 
in view of the environmental pollution. The acid value (that is a chemical equivalent number of the acid comprised in 
1 g of polymer) and molecular weight of the binder polymer Is suitably selected in view of the image strength and 
developing property. The acid value thereof preferably ranges 0.4 to 3.0 meq/g. A preferred molecular weight of the 
binder polymer ranges from 3,000 to 500,000. More preferably, the acid value ranges 0.6 to 2.0 meq/g and molecular 
25 weight is 1 0,000 to 300,000. 

(b) Other components 

[0080] The photosensitive composition usable in the present invention may comprise other components depending 
30 on the utility, the preparation method and the like of the photosensitive composition. Preferred additives are described 

(D1) Cosensitizer 

35 [0081] The sensitivity of the composition can be increased by addition of a specific kind of additives (hereinafter, 
refen'ed to as "cosensitizer"). The mode of action of the cosensitizer is not well known. But the mechanism may be 
based on the following chemical process. That is. a variety of intermediate species such as radical, peroxides, oxidizing 
agent, reducing agent and the like which are produced from the photoreaction started from the absorption by the 
initiation system described above and from the following addition polymerization may react with the cosensitizer to 

40 produce another active radical. The cosensitizer can be classified into (a) a compound which can produce an active 
radical by reduction, (b) a compound which can produce an active radical by oxidation, and (c) a compound which can 
react with a poohy active radical to convert the radical to more active one, or a compound which acts as a chain transfer 
agent. But the category of each specific compound is not well determined. 

45 (a) Compound which produces an active radical by reduction 

[0082] A compound having a carbon-halogen bond: It is believed that the carbon-halogen bond is reductively cleaved 
to produce an active radical. Specific examples of such a compound include trihalomethyl-s-triazins and trihalometh- 
yloxadiazols. 

50 [0083] A compound having a nitrogen-nitrogen bond: It is believed that the nitrogen-nitrogen bond is reductively 
cleaved by reduction to produce an active radical. A specific example thereof includes hexaarylbiimidazole. 
[0084] A compound having an oxygen-oxygen bond: It is believed that the oxygen-oxygen bond is reductively cleaved 
by reduction to produce an active radical. A specific example thereof includes organic peroxides. 
[0085] An onium compound: It is believed that cartx)n-hetero bond or oxygen-nitrogen bond is reductively cleaved 

55 by reduction to produce an active radical. Specific examples thereof include diary! iodnium salts, triaryl sulfonium salts. 
N-alkoxypyridinium (azinium) salts and the like. 

[0086] A ferrocene or Iron-arene complex: It is believed that the compound reductively produces an active radical. 
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(b) Compound which produces an active radical by oxidation. 

[0087] An alky) ate comptex: It is believed that the carfoon-hetero bond is oxidatively deaved to produce an active 
radical. A specific example thereof includes triarylalkylborates. 

[0088] An alkylamine compound: It is believed that C-X bond on the carbon atom that is adjacent to nitrogen atom 
Is cleaved by oxidation to produce an active radical. Examples of X include hydrogen atom, cart>oxyt group, trimethylsityl 
group, benzyl group and the like. Specific examples thereof include ethanolamines, N-phenytglydnes, N-trimethylsilyl 
methyfanilines and the like. 

[0089] A compound comprising a sulfur atom or tin atom: It is believed that the compound which has sulfur atom or 
tin atom in place of nitrogen atom of the amines described above likewise produces an active radical. Also, It is known 
that a compound having S-S bond shows sensitizing effect through deavage thereof of the S-S bond. 
[0090] An a-substituted methytcarbonyl compound: It is believed that the cart)ony1- a carbon bond is deaved by 
oxidation to produce an active radical. Also a compound having an oxime ether in place of carfoonyl group likewise 
produces an active radical. Specific examples thereof indude 2-alkyl-1-[4-(aIkyIthio)phenyl]-2-morpholinopronone-1, 
and oxime ether thereof that is prepared by reacting with hydroxyamines followed by etherification of N-OH group. 
[0091] A salt of sulfinic acid: It is believed that the compound reductively produces an active radical. A specific 
example thereof includes sodium arylsulfinate. 

(c) Compound which reacts with a radical to convert it to a highly active radical, or a compound which acts as a chain 
transfer agent 

[0092] For example, compounds having a SH, PH, SiH, or GeH group in a molecule can be utilized. The compound 
may transfer the hydrogen atom to a poorly active radical species to produce a radical. The compound also may be 
oxidized and then be deprotonated to produce a radical. A specific example thereof indudes 2-mercaptobenzimida- 
zoles. 

[0093] More specific examples of the cosensitlzer are described in, for example, J.P. KOKAI No. Sho 9-236913 as 
additives to improve the sensitivities. Hereinafter some examples described therein will be explained. But the present 
invention is not limited thereto. 



CCl3 
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Ph 

10 [0094] The cosensitizefs may be modified to improve the property of the photosensitive layer as described for the 
sensitizing dyes. For example, the cosensitizers can be modified by connecting with a part of the sensitizing dyes, 
activating agent or addition polymerizable unsaturated compound, by introducing a hydrophilic group, by improving a 
compatibility of the compound, by introducing a substituentto inhibit precipitation of crystals, by introducing a substituent 
to improve the adherence or by polymerization. 

15 [0095] These cosensitizers can be used alone or in a combination. The amount to be used ranges 0.05 to 1 00 parts 
by weight, preferably 1 to 80 parts by weight, and more preferably 3 to 50 parts by weight, based on 100 parts by 
weight of the compound having an ethylenically unsaturated double bond. 

(D2) Inhibitor for polymerization 

20 

[0096] In addition to the above components, it is prefen-ed that the photosensitive layer may further comprise an 
inhibitor for heat polymerization. For example, hydroquinone, p-methoxyphenol, di-t-butyl-p-cresol, pyrogallol, t-butyl- 
catechol, benzoquinone, 4,4'-thiobis(3-methyl-^-t4)uty]phenoi). 2,2'-methylenebis(4-methyl-6-t-^utylphenol), N-nitro- 
sophenylhydroxyamine cerium salt and the like are useful. The amount of the heat polymerization inhibitor based on 

25 the total weight of the photosensitive composition ranges preferably from about 0.01 % to about 5% by weight. Also, if 
necessary, a higher fatty acid derivative such as behenic acid and behenic acid amide may be added to the photosen- 
sitive composition to inhibit the blocking of polymerization by oxygen. The higher fatty acid derivative may be distributed 
on the surface of the photosensitive layer during drying process after application. The amount of the higher fatty acid 
derivative Is preferably in the range of about 0.5% to about 10% by weight based on the total weight of the photosensitive 

30 composition. 

(D3) Coloring agent 

[0097] In addition, a dye or pigment may be added to the photosensitive layer as a coloring agent to color the layer. 

35 It may be possible to improve the property relating to checkup of the plate, e.g., adaptability to a device for measuring 
the image density, or visualization of the image after processing the plate. Many dyes decrease the sensitivity of the 
photosensitive layer. Therefore, a pigment is preferrably used. Examples of the coloring agent include phthalocyanlne 
pigments, azo pigments, carbon black, titanium oxide pigments, ethyl violet, crystal violet, azo dyes, anthraquinone 
dyes, and cyanine dyes. The amount of the dyes or pigments preferably ranges firom at)out 0.5% to about 5% by weight 

40 on the basis of the total weight of the photosensitive composition. 

(D4) Other additives 

[0098] Additionally, in order to improve the property of the formed film, an additive such as an inorganic filler and 
45 plasticizer, e.g., dioctyl phthalate, dimethyl phthalate and tricresyl phosphate, can be added. In addition, a conventional 
additive such as an agent that improves the holding property of ink on the surface of the photosensitive layer may be 
added. 

[0099] Examples of plasticizer include dioctyl phthalate, didodecyl phthalate, triethyleneglycol dicaprylate, dimeth- 
ylglycol phthalate, tricresyl phosphate, dioctyl adipate, dibutyl sebacate, and triacetylglycerin. If a binder is used, the 
50 additive can be added in an amount of 10% by weight or less based on the total weight of the compound comprising 
ethylenically unsaturated double bond and the binder. 

[0100] In addition, UV initiator or heat cross-linker can be added to improve the strength of the formed film (printing 
durability) by increasing the effect of heating and exposing step after development of the plate. Examples of UV initiator 
usable in the present invention include (thio)xanthones, trihalomethyltriazines, Michler's ketones, benzoin ethers, ben- 
55 zyls, **a polymer having a photopolymerization initiator" as described in J. P. KOKAl No. 2000-89478, and "a compound 
having a polymerizable unsaturated group and a polymerization initiating group which is photosensitive to ultraviolet 
light" as described in J.R KOKAl No. 2000-267266. 

[0101] In addition, an additive that improves the adhesion of photosensitive layer and substrate or improves the 
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removability of the unexposed area of photosensitive layer through developnient may be added or an intermediate 
layer providing foregoing property may be formed. For example, a compound having a diazonium structure, phosphon 
compound or a compound showing a relatively high interaction against the substrate may be added or may be under- 
coated to improve the adhesion of the photosensitive layer and to improve the printing durability thereof. Also, a hy- 
5 drophilic polymer such as polyacrylic acid and polysuifonic add may be added to Improve the developing property of 
the non-image area to thus reduce the contamination on the printings. 

[0102] When the photosensitive composition of the present invention Is applied onto a substrate to prepare a PS 
plate, the composition may be dissolved in a solvent selected from a variety of organic solvents. Examples of the 
solvent include acetone, methyl ethyt ketone, cyclohexane. ethyl acetate, ethylene dichloride, tetrahydrofuran. toluene, 

10 ethyleneglycol monomethyl ether, ethyleneglycol monoethyl ether, ethyleneglycol dimethyl ether, propyleneglycol mon- 
omethyt ether, propyleneglycol monoethyl ether, acetylacetone, cydohexanone. diacetonealcohol, ethyleneglycol mon- 
omethyl ether acetate, ethyleneglycol ethyl ether acetate, ethyleneglycol monolsopropyl ether, ethyleneglycol 
monobutyl ether acetate, 3-methoxypropanol, methoxymethoxyethanol, diethyleneglycol monomethyl ether, diethyl- 
eneglycol monoethyl ether, diethyleneglycol dimethyl ether, diethyleneglycol diethyl ether, propyleneglycol monomethyl 

. ^5 ether acetate, propyleneglycol monoethyl ether acetate, 3-methoxypropyl acetate, N.N-dimethylformamide. dimethyl- 
sulfoxide, T^butyrolactone, methyl lactate, ethyl lactate. The sdvent can be used alone or In a combination. The amount 
of the solid in the coating solution is suitably in the range of 2% to 50% by weight. 

[01 03] The amount of the photosensitive layer coated on a substrate is Influencable to the sensitivity or development 
adaptability of the photosensitive layer and to the strength of the exposed film or printing durability. Therefore, the 

20 amount of the photosensitive layer is desirably selected depending on the purpose of the PS plate. If the coating amount 
of the photosensitive layer is not sufficient, the printing durability of the thus obtained printing plate is lowered. In 
contrast, if the amount is excessive, the sensitivity of the photosensitive layer is decreased to thus delay the exposing 
time and to affed the time for development. If the presensitized plate is that for scanning exposure, the coating amount 
of the photosensitive layer after dried may be in the range of about 0.1 g/m^ to about 10 g/m^. and more preferably 

25 from 0.5 g/m2 to 5 g/m^. 

(Substrate) 

[0104] The PS plate usable In the present invention may be prepared by coating the photosensitive layer described 
30 above on a substrate having a hydrophilic surface. Examples of the suitable substrate include a paper, a paper lami- 
nated with a plastic film (such as polyethylene, polypropylene and polystyrene film), a metal plate such as aluminum 
(including aluminurrhcontaining alloy), zinc and copper plate, a plastic film such as cellulose diacetate, cellulose tria- 
cetate, cellulose propionate, polyethylene terephthalate. polyethylene-polypropylene, polycarbonate, polyvinyl acetal 
and the like, a paper or a plastic film laminated or deposited with the aforementioned metal and a copper plate coated 
35 with aluminum or chromium. Further, the surface of the substrate may be treated physically or chemically via conven- 
tional methods to give a hydrophilidty and/or strength to the surface of the substrate. 

[0105] Among these substrates, prefenred Is a paper, polyester film or aluminum plate. A particulariy preferred Is an 
. aluminum plate because of their high dimensional stability, low cost and good adhesion to the light-sensitive layer or 
the like. Besides, a composite sheet that comprises a polyethylene terephthalate film bonded with an aluminum sheet 

40 as disclosed in J.P. KOKOKU No. Sho 48-18327 is also preferably used in the invention. 

[0106] Prefen-ed aluminum plates are, for instance, those of pure aluminum or an aluminum alloy comprising alumi- 
num and a trace amountof other elements as well as plastic films laminated with an aluminum film or on which aluminum 
is vapor-deposited. Examples of the trace elements are silicon, Iron, manganese, copper, magnesium, chromium, zinc, 
bismuth, nickel and/or titanium. The amount of the elements other than aluminum Is at most 10% by weight. The 

45 aluminum substrate preferably used in the invention is a pure aluminum plate, but it is presently difficult to obtain a 
completely pure aluminum plate from the viewpoint of refining technique. Therefore, an aluminum plate containing 
other elements as low as possible is employed. The aluminum plate containing other elements in the order of the 
foregoing range can be used in the invention without any problem. In other words, the aluminum plates usable in the 
invention are not restricted to those having specific compositions and may be those commonly known and used in this 

50 art. The aluminum plate used in the Invention has a thickness in the order of about 0.1 mm to 0.6 mm, preferably from 
0.15 mm to 0.4 mm, and particulariy preferably from 0.2 mm to 0.3 mm. 

[0107] If a substrate has a metal surface, particulariy an aluminum surface, the surface is preferably treated by, for 
example, surface-roughening treatment, dipping treatment in an aqueous solution of sodium silicate, potassium fluor- 
ozlrconate or phosphoric acid salt and/or anodization treatment. 
55 [0108] Such surface-roughening treatments are, for instance, mechanical surface-roughening treatments, methods 
for electrochemically dissolving the surface and methods for chemically and selectively dissdving the surface. The 
mechanical surface-roughening treatments can be carried out by any known methods such as ball graining, brush 
graining, blast graining and buff graining methods. In additbn. the eledrochemical surface-roughening treatment Is. 
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for instance, conducted by passing an alternating or direct cunrent through the aluminum plate in an electrolyte such 
as hydrochloric acid or nitric acid. Moreover, it is also possible to use combinations of these two kinds of methods as 
disclosed in J.P. KOKAI No. Sho 54-63902. The aluminum plate may optionally be subjected to degreasing treatments 
by treating with, for example, surfactant, organic solvent, or alkaline aqueous solution before the plate is surface- 
5 roughened. 

[0109] The aluminum plate treated by dipping In an aqueous solution of sodium silicate after graining can be pref- 
erably used. The aluminum plate that is anodized and then dipped in an aqueous solution of an alkali metal silicate as 
disclosed in J.P. KOKOKU No. Sho 47-5125 can preferably be used. The foregoing anodization treatment is performed 
by passing an electric current through the aluminum plate serving as an anode in an electrolyte such as an aqueous 
10 or non-aqueous solution of an inorganic add such as phosphoric acid, chromic acid, sulfuric add or boric add, or an 
organic acid such as oxalic acid and sulfamic acid or a mixture thereof. 

[0110] Silicate electrodepositlon as disdosed in U.S. Patent No. 3,658,662 is also effective as a surface treatment 
of the aluminum plates. It is likewise useful to subject the aluminum plates to a surface-treatment comprising the 
combination of the foregoing anodization and dipping treatment in a solution of sodium silicate with the electrolytic 
15 graining treatment as disdosed in J.P. KOKOKU No. Sho 46-27481. and J.P. KOKAI Nos. Sho 52-58602 and. Sho 
52-30503, 

[01 11] An example of preferred aluminum plate further indudes that which is mechanically surface-roughened, chem- 
ically etched, electrolytically grained, anodized and then treated with sodium silicate as disdosed In J.P. KOKAI No. 
Sho 56-28893. Also, an example of aluminum plate preferably used herein indudes that which is subjected to the 

20 foregoing treatments and to which an underlying coating is applied. Examples of materials for such underiying coating 
layers include water-soluble resins such as polyvinyl phosphonic acid, polymers and copolymers having sulfonic groups 
on the side chains and polyacrylic acid; water-soluble metallic salts such as zinc borate; yellow dyes; and amine salts. 
[0112] A substrate which is sol-gel treated by covaientfy binding a functional group which initiates addition reaction 
by a radical as disdosed in J.P. KOKAI No. Hei 7-159983 may be preferably utilized. 

25 [0113] A substrate having as a hydrophillc layer that shows water resistance property can be preferably used. Ex- 
amples of such a layer include those consisting of inorganic pigment and an integrating agent as disdosed in U.S. 
Patent No. 3055295, or J.P. KOKAI No. Sho 56-1 31 68, a hydrophilic swelling layer as disdosed in J.P. KOKAI No. Hei 
9-80744, and sol-gel film consisting of titanium oxide, polyvinylalcohol and silicic acids as disdosed in J.P. KOHYO 
No. Hei 8-507727. 

30 [011 4] These treatments are conducted to give hydrophilicity to the surface of the substrate, to inhibit the side reaction . 
of photopolymerizabte composition, and to improve the adhesion of the photosensitive layer to the substrate. 

(Protective layer) 

35 [0115] In the present invention, a protective layer is preferably coated on the layer of photopolymerizable composition 
that is to be exposed to light under atmospheric condition. The protective layer inhibits penetration of low molecular 
compound such as oxygen present in an air or basic compound that prevents the image-forming reaction occurred by 
exposing the photosensitive layer to light. Thus, it may be possible to expose the plate in the air by forming the protective 
layer. Therefore, the protective layer desirably has the following properties; permeability of low molecular compound 

40 such as oxygen is low but the permeability of light utilized for exposure of the plate is not substantially inhibited; ad- 
herence of the protective layer to the photosensitive layer is good and the protective layer can be easily removed in 
the development step after the exposure. 

[01 1 6] For example, a method for fomiation of the protedive layer is described In U.S. Patent No. 3.458,311 , and J. 
P.KOKOKU No. 55-49729. Examples of material that can be utilized for the protedive layer include water-soluble 

45 polymers that have relatively high crystalinity. Specific examples thereof include water-soluble polymers such as pol- 
yvinyl alcohol, polyvinyl pyrrolidone. acidic cellulose, gelatin, gum arable, and polyacrylic acid. Among them, it provides 
best results in oxygen blocking property and developing property of the layer to use polyvinyl alcohol as a basic com- 
ponent. The polyvinyl alcohol compound utilized for the protective layer may be partially replaced by an ester, ether 
or acetal as long as the compound comprises unsubstituted vinyl alcohol unit which provides oxygen blocking property 

50 and water-solubility. In addition, the compound may comprise another copolymer component. 

[0117] Examples of the polyvinyl alcohol include those having a degree of saponification of 71% to 100% and a 
degree of polymerization of 300 to 2400. Specific examples thereof indude PVA-105, PVA-110, PVA-117, PVA-117H, 
PVA-120. PVA-124, PVA-124H. PVA-CS. PVA-CST. PVA-HC. PVA-203, PVA-204. PVA-205. PVA-210, PVA-217. PVA- 
220, PVA-224, PVA-217EE, PVA-217E, PVA-220E, PVA-224E. PVA-405. PVA-420. PVA-613, L-8 (available from Kura- 

55 ray Co. Ltd.) and the like. 

[0118] The components in the protective layer, e.g., a kind of PVA and use of additives or coating amount of the 
layer can be selected taking the oxygen blocking property, removability through development, fogging property, adhe- 
sbn property and resistant property to damage of the layer into account. Generally, if the degree of saponification of 
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PVA is high, In other words, if the ratio of unsubstituted vinyl alcohol unit in the protective layer is high, a higher oxygen 
blocking performance is observed In a thicker film and thus, it is advantageous In the sensitivity. However, if the oxygen 
blocking performance becomes so high, undesirable polymerization reaction may occur during the preparation or stor- 
age or a problem of undesirable fogging or overgrowth of a line may occur. 
5 [01 1 9] In addition, the adhesion property of the Image portion and the resistance to damage are very important when 
the plate is processed. That is, when a hydrophilic layer consisting of water-soluble polymer Is coated on a oleophilic 
polymerizing layer, the layer is easily abraised since the adhesion property is not sufficient As the result, a problem 
that the film is not sufficiently hardened may occur since polymerization of the abrased portion may be inhibited by 
oxygen. 

10 [0120] A variety of means to improve the adhesion property between two layers have been proposed. For example, 
U.S. Patent Nos. 292,501 and 44,563 describe that the adhesion property was improved by coating a mixture com- 
prising a hydrophilic polymer mainly consisting of polyvinyl alcohol and 20 to 60% by weight of acrylic emulsion or 
water-insoluble copolymer of vinyl pyrrolidone-vinyl acetate on a polymer layer. These known techniques can be applied 
to the protective layer of the present invention. For example, a method for formation of such a protective layer is 

15 described in U.S. Patent No. 3,458,311 , and JP.KOKOKU No. 5S49729. 

[01 21 ] In addition, additional function can be added to the protective layer. For example, it may be possible to improve 
the safelight suitability without decreasing the sensitivity of the layer by adding a coloring agent (water-soluble dye and 
etc.) that has excellent permeability to the light having a wavelength of 350 to 450 nm and that absorbs the light having 
a wavelength of 500 nm or more. 

20 

(Development) 

[0122] The method of the present invention comprises imagewise scanning exposure of the presensltized plate hav- 
ing a photopolymerizable layer and removing the non-exposed area in the photopolymerizable layer to obtain an image. 

25 Preferred examples of the developer for the lithographic printing plate having a photopolymerizable composition include 
that described in J.P. KOKOKU No, Sho 57-7427 and an aqueous solution of inorganic alkaline agent such as sodium 
silicate, potassium silicate, sodium hydroxide, potassium hydroxide, lithium hydroxide, trisodium phosphate, dibasic 
sodium phosphate, trobasic ammonium phosphate, dibasic ammonium phosphate, sodium metasilicate, sodium bi- 
carbonate, and ammonia water, or organic alkaline agent such as monoethanolamine and diethanolamine. The agent 

30 can be added so that the concentration of the alkaline solution becomes in the range of 0.1 to 10% by weight and 
preferably in the range of 0.5 to 5% by weight. 

[0123] The alkaline aqueous solution may comprise a small amount of a surfactant or organic solvent such as benzyl 
alcohol, 2-phenoxyethanol and 2-butoxyethanol, if necessary. Examples thereof include that described in U.S. Patent 
Nos. 3.615,480 and 3,375,171. Also the developers disclosed in J.P KOKAI No. Sho 50-26601 and J.P. KOKOKU 

35 Nos. Sho 56-39464 and Sho 56-42860 can be effectively used in the present invention. 

[0124] The developing treatment can be conducted by a conventional automatic processor or developing machine. 
Examples thereof include LP-850P. LP-850PII (available from Fuji Photo Film Co. Ltd.), VSP (available from Agfa), 
and FLP105. FLP82News (available from Technigraph). In addition, in the process of the present invention, it may be 
possible to heat the whole surface of the plate before, during or after exposing it to light but before development, if 

40 necessary. Therefore, an automatic processor preferably has a heating part before the developing part. By heating the 
plate before development, the image-forming reaction proceeded in the photosensitive layer is accelerated to give 
advantages such as improvement of sensitivity, printing durability and stabilization of sensitivity. In addition, it is efficient 
to heat or to expose the whole surface of the developed image to Improve the image strength and printing durability. 
Generally, heating of the plate before the development is preferably conducted under a mild condition, e.g., at the 

45 temperature of 150 °C or lower. If the temperature is too high, non-image area may also be fogged. In contrast, heating 
of the plate after the development may be conducted under a strong condition. Usually, it may be conducted at the 
temperature of 200 to 500''C. If the temperature Is too low, sufficient strength of the image can not be obtained and if 
the temperature is too high, the substrate may be deteriorated or the image area may be pyrolyzed. 
[0125] It is preferred to wash the plate with water before the development thereof since it may be possible to reduce 

50 the weariness of the developer. Accordingly, it is preferred that the automatic processor has a water-rinsing part before 
• the developing part. 

(Examples) 

55 [0126] The present invention will be explained by the following examples, but the present invention is not limited by 
the examples. 
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[Examples 1 to 8 and Comparative examples 1 to 2] 
(Preparation of substrate) 

5 [01 27] An aluminum plate having a thickness of 0.3 mm was Immersed in 1 0% by weight of sodium hydroxide solution 
. at 60°C for 25 secx)nds to etch the plate. The plate was washed with running water, was neutralized with 20% by weight 
of nitric acid and was washed with water. Then, an electrolytic graining of the plate was conducted in a 1% by weight 
of aqueous solution of nitric acid using a rectangle alternating continuous wave voltage with an anode electric amount 
of 300 coulomb/dm2. The plate was then immersed in a 1 % by weight of aqueous solution of sodium hydroxide at 40*'C 

10 for 5 seconds. The plate was then immersed in a 30% H2SO4 for 40 seconds at GO^'C to desmut the surface thereof. 
Then, the plate was anodized in a 20% by weight of aqueous solution of sulfuric acid using an electric cun-ent density 
of 2A/dm2 for 2 minutes to obtain a substrate having an anodized layer of which thickness was 2.7 g/m^. The roughness 
of the surface of the plate was 0.3 nm (expressed as Ra, J IS B0601 ). 

[0128] The backside of the thus treated substrate was coated with the following solution for sol-gel reaction with a 
15 bar coater and it was then dried at 1 0O^'C for 1 minute to thus prepare a substrate having a backcoat layer In an amount 
of 70 mg/m^ after dried. 

Composition for sol-gel reaction 

20 [0129] 

. • Tetraethyl silicate 50 parts by weight 
Water 20 parts by weight 
Methanol 15 parts by weight 
25 ' Phosphoric acid 0.05 parts by weight 

[0130] The components were combined together and the mixture was stirred for about 5 minutes. Then an exothermic 
reaction was started. After 60 minutes, the following solution was added thereto to prepare a coating solution for back- 
coat layer. 

30 

Pyrogallol-formaldehyde condensation resin (molecular weight: 2000) 4 parts by weight 
Dimethyl phthalate 5 parts by weight 

Fluorine atom-containing surfactant(N-butylperfluorooctanesulfoneamideethyl acrylate/polyoxyethyfene acrylate 
copolymer (molecular weight: 20,000) 0.7 parts by weight 
35 • Methanol silica sol (available from Nissan Chemical Industry (Co. Ltd.), methanol 30% by weight) 50 parts 
by weight 

Methanol 800 parts by weight . 
(Preparation of photosensitive layer) 

40 

[01 31] The photopotymerizable composition described below was coated on the thus treated aluminum plate so that 
the amount of the coated composition becomes 1 .0 g/m^, and the plate was then dried at SO^'C for 2 minutes to form 
a photosensitive layer. 
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• Pentaerythritol tetraacrylate 1.5g 

• Allyl methacrylate/methacrylic add copolymer (molar ratio 83/17) 

2.0g 

•Photopolymeiization initiation system 

Sensitizing dye: D-2 1 0.06g 

Titanocene compound: T-1 0.06g 

Cosensitizer HI (compound described below) 0.2g 




NHCH2CO2H 



•Fluorine atom-containing nonionic surfactant (F-177P) 

* Inhibitor for beat polymerization, N-nitrosopbenylbydroxyl 

• Dsipersion of pigment 



(Composition of pigment dispersion) 


Pigment Blue 15:6 


15 parts by weight 


Allyl methacrylate/methacrylic acid copolymer (molar ratio 83/17) 


10 parts by weight 


Cyclohexanone 


15 parts by weight 


Methoxypropyl acetate 


20 parts by weight 


Propyteneglycol monomethyl ether 


40 parts by weight 



Methyl ethyl ketone 20.0g 
Propyleneglycol monomethyl ether 20.0g 

(Preparation of protective layer) 

[0132] A 3% by weight aqueous solution of polyvinylalcohol (saponification percentage: 98 % by mole, degree of 
polymerization: 550) was coated on the photosensitive layer so that the coating amount thereof after dried becomes 
2 g/m^, and then the plate was dried at lOO^C for 2 minutes. 
[0133] The thus obtained plate is refen-ed to as "PS plate 1". 

[0134] "PS plate 1" was exposed to light by scanning InGaN-type semiconductor laser having an oscillatory wave- 
length of 400 nm or shorter under the conditions wherein beam diameter at the surface of the plate was 25 \im and 
the energy density of exposure was 0.15 mJ/cm^, the exposure was 0.03 mJ/cm^, the line was 1 75 Ipi, and the resolution 
was 4000dpi. 

[01 35] Then, the plate was subjected to standard process through an automatic processor (Fuji Photo Film Co. Ltd., 
LP-850P2) comprising the developer described below and finishing gum solution FP-2W (available from Fuji Photo 
Film Co. Ltd.), 



0.02g 
O.Olg 
2.0g 
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(Developer) 

[01 36] The developer was prepared by diluting the liquid consisting of the following components with 5 times of water 

Ethyelendlamine tetraacetate 4 sodium salts -4 hydrates 0.8g 
Potassium carbonate 0.8g 

Newcol B13 (available from Nippon Nyukazai, chemical structure is shown below) 25g 
• Pure water 72.25g 




.0(CH2CH20)i3-H 



[01 37] The thus developed lithographic printing plate was subjected to exposure to light under the condition described 
in Table 1 (Examples 1 to 8 and Comparative examples 1 and 2) 

[01 38] The solid printing durability and highlight printing durability of the thus prepared PS plates were evaluated as 
follows. The results are shown in Table 1. 

[Test for solid printing durability] 

[0139] This test was conducted using R201-type printer available from Man Roland company and GEOS-G(N) ink 
(available from Dainippon Ink and Chemicals, Inc.). The number of the printings obtained before the image becomes 
weak and the numt)er was used, as an index for solid printing durability. The bigger number indicates a higher durability. 

[Test for highlight printing durability] 

[0140] This test was conducted using R201-type printer available from Man- Roland company and GEOS-G(N) ink 
(available from Dainippon Ink and Chemicals. Inc.) and the number of printings obtained before dots loss on 3% mesh 
of 175 tpt was detemiined by observation to evaluate the printing durability of the lithographic printing plate. The number 
of the printings obtained was used as an index for highlight printing durability. The bigger number indicates a higher 
durability. 

[Examples 9 to 16 and Comparative examples 3 and 4] 

[0141] The preparation of substrate, coating of backcoat layer, preparation and coating of photosensitive layer and 
preparation and coating of protecting layer was conducted as described in Example 1 , provided that the following 
photopolymerization initiation system was used. The thus obtained PS plate was referred to as "PS plate 2". 

Photopolymerization initiation system 

[0142] 

Sensitizing dye: D-1 0.1g 
Titanocene compound: T-1 O.lg 
' Cosensitizer (None) 

[0143] PS plate 2 was exposed to tight and developed as described in Example 1 and the solid printing durability 
and the highlight printing durability were evaluated. The results are shown in Table. 1. 
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[0144] The method for making a lithographic printing plate comprising imagewise scanning exposure of a presensi- 
tized plate having a photopolymerizable layer on a substrate which has a hydrophilic surface to a laser light with the 
wavelength of 450 nm or shorter, developing the exposed plate with a developer and further exposing the whole surface 
of the developed plate to a light with the wavelength of 450 nm or shorter, provides a lithographic printing plate which 
reduces a fog of reflection that is easily occurred in an Inner drum type exposing device during a direct process to 
provide a dear image as well as a high printing durability. 



Claims 

1. A method for making a lithographic printing plate, which comprises imagewise exposing a presensitized plate 
having a photopolymerizable layer on a substrate having a hydrophilic surface by scanning the plate with laser 
light having a wavelength of 450 nm or shorter, developing the exposed plate with a developer and further exposing 
the whole surface of the developed plate to light having a wavelength of 450 nm or shorter. 

2. The method of claim 1 , wherein the amount of the light for imagewise-exposure ranges from 0.01 mJ/cm2 to 1 mJ/ 
cm2. 

3. The method of daim 1 , wherein the amount of light for exposing the whole surface of the plate is at least 1 00 times 
greater than the amount of light used for imagewise-exposure. 

4. The method of daim 2, wherein the amount of light for exposing the whole surface of the plate is at least 1 00 times 
greater than the amount of light used for imagewise-exposure. 

5. The method of daim 1 , wherein the lithographic printing plate is heated simultaneously with the exposure of the 
whole surface of the plate to light. 

6. The method of claim 5, wherein the lithographic printing plate is heated to the temperature ranging from 30°C to 
ISO'^C. 

7. The method of claim 1 , wherein the photopolymerizable layer is formed from a photosensitive composition which 
comprises (A) a photopolymerization initiation system and (B) at least one compound of which physical or chemical 
property is in-eversibly changed upon contact with radical or acid. 

8. The method of daim 7, wherein the photosensitive composition further comprises (C) a binder polymer. 

9. The method of daim claim 7. wherein the (A) photopolymerization initiation system comprises (A1 ) a sensitizing 
dye and (A2) a titanocene compound. 

10. The method of daim 7, wherein the component (B) is an addition polymerizable compound. 
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